The asymmetric unit of the title crystal structure is shown in the figure. Tables 1 and 2 contain details of the measurement 
Agilent programs [1] , SHELX [2, 3] , ORTEP [4] method and a list of the atoms including atomic coordinates and displacement parameters. 
Source of materials

Experimental details
The C-bound H atoms were geometrically placed (C-H = 0.95-0.98 Å) and refined as riding with U iso (H) = 1.2-1.5 Ueq(C). The N-bound H-atom was refined with a distance restraint of N-H = 0.88 ± 0.01 Å, and U iso (H) = 1.2 Ueq(N).
Comment
In the known co-crystals of alkoxycarbothioamides, i.e. molecules of the general formula ROC(=S)N(H)R′, for R, R′ = alkyl/aryl, with bipyridyl-type molecules, e.g. 4,4′-bipyridine (bpy), thioamide-N-H· · · N(pyridyl) hydrogen bonds have proven to be a reliable supramolecular synthon [6] [7] [8] . This synthon serves to link molecules in their 2:1 co-crystals, [ROC(=S)N(H)R] 2 (bipyridyl-type molecule) into three-molecule aggregates. In continuation of these studies, it was of some surprise that despite being co-crystallized A comparison of the MeOC(=S)N(H)Ph molecule in the present report with those in its pure form [5] and in its (centrosymmetric) co-crystal with trans-1,2-bis(4-pyridyl)ethylene [6] shows the MeOC(=S)N(H)Ph molecules to be also twisted with dihedral angles of 60.92(4) and 31.40(6)°, respectively, between the least-squares planes through the CNOS and phenyl residues. The key difference between the new and literature structures is in the relative orientations of the thioamide-N-H and thione-S atoms. Indeed, the overwhelming majority of alkoxycarbothioamide molecules [9] , including those functioning as coformers in co-crystals have a syn-arrangement of thioamide-N-H and thione-S atoms [6] [7] [8] , there being only three exceptional structures. Thus, in MeOC(=S)N(H)(4-C(=O)Me)Ph) [5] , owing to the dictates of thioamide-N-H· · · O(carbonyl) hydrogen bonding, and in each of (4-pyridyl)-CH 2 OC(=S)N(H)Ph [10] and (cinchonan-9-yl)OC(=S)N(H)(2,4-MeO) 2 Ph [11] , owing to the dictates of thioamide-N-H· · · N(pyridyl) hydrogen bonding, anti-dispositions of the thioamide-N-H and thione-S atoms are observed. Calculations [5] , showed the energy differences between syn-and anti-conformations in these molecules differed by as little as 4-8 kJ mol −1 . Thus, the surprising observation is the predominance of the syn-conformation. In the molecular packing, both thione-S and pyridyl-N atoms are available for forming supramolecular aggregation via weak hydrogen bonds and it is the latter that does so. Thus, methyl-C-H· · · N(pyridyl) contacts are noted [C8-H8a· · · N3 i = 2.59 Å and 159°for 1 − x, 1 − y, 1 − z] leading to centrosymmeric, four-molecule supramolecular aggregates in the crystal.
